Expanded gelation tests
"CGC" = 4 a Solvent volume = 1 mL. b Abbreviations: G = gel; U = undissolved gelator; C = crystals, PG = partial gel. c Heating and ultrasound was applied in every case where unsolubility was observed.
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Effect of gelator concentration on T gel

Representative DSC
We thank Prof. Werner Kunz's group and PD R. Müller (Universität Regensburg) for giving us access to DSC and optical microscopes. Figure S5 . Representative DSC spectrum of two cycles corresponding to the gel made of 1 in methanol.
Typically, gelator molecules assemble into fibers by a first-order process, which further selfassembles to form clusters and finally a 3D network. In general, the evolution of the cluster size is dominated by second-order thermal transitions.
Squaramide-based alcogels S12 7. Temperature-dependent NMR Figure S6 . Selected regions of temperature-dependent 1 H-NMR spectra corresponding to the gel made of 1 in d 4 -methanol.
Rheological measurements
Although the absolute values of the moduli can undergo significant variations under different rheometers and/or from batch to batch samples, the tan δ values (G''/G') were always reproducible. We thank Prof. Achim Göpferich's group (Universität Regensburg) for giving us access to the rheometer.
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Hexan-1-ol (heating-cooling) (DTS) Hexan-1-ol (heating-cooling) (DFS)
Hexan-1-ol (heating-cooling) (DSS) Figure S7 . Oscillatory rheological experiments (DSS, DFS, DTS) of model gels prepared as described in Table 1 in the main paper.
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Additional FESEM, TEM and AFM images
We would like to acknowledge the use of Servicio General de Apoyo a la Investigación-SAI, Universidad de Zaragoza, for FESEM and TEM imaging, as well as the Laboratorio de Microscopías Avanzadas at Instituto de Nanociencia de Aragón, Universidad de Zaragoza, for AFM measurements. Squaramide-based alcogels S16 Squaramide-based alcogels S17 Figure S14 . Optical microscope images of precipitated compound 1 in methanol-water mixture: A-B) 1:5 v:v water/methanol (nearly complete gelation, solvent overlap ca. 10%). C-D) 1:10 v:v water/methanol (nearly complete gelation, solvent overlap ca. 7%). 55, 14.43, 15.46, 19.89, 21.01, 22.41, 23.11, 23.47, 23.74, 25.36, 26.92, 27.89, 35.23 7.65, 6.13, 5.73, 4.46, 4.23, 3.96, 3.85, 3.79, 3.74, 3.51, 3.31, 3.20, 2.55 Squaramide 5 7. 47, 11.45, 14.35, 15.17, 17.17, 21.98, 24.39, 27.76, 28.62, 30.25, 32.56, 37.17 11.83, 7.23, 6.17, 5.84, 5.16, 4.04, 3.65, 3.21, 3.12, 2.95, 2.75, 2.42 Squaramide 6 6. 69, 14.52, 14.81, 17.10, 20.08, 21.59, 22.81, 24.32, 25.81, 27.50, 29.40 13.21, 6.09, 5.98, 5.18, 4.42, 4.11, 3.89, 3.66, 3.49, 3.24, 3.04 Squaramide 7 6. 73, 11.81, 13.49, 15.18, 16.16, 17.08, 17.68, 19.37, 19.62, 20.20, 21.13, 22.59, 24.63, 25.11, 27.06, 27.70, 29.07, 30.10, 30.50, 37.80 13.12, 7.47, 6.56, 5.83, 5.48, 5.19, 5.01, 4.58, 4.52, 4.39, 4.20, 3.93, 3.61, 3.54, 3.29, 3.22, 3.07, 2.97, 2.92, 2.38 Squaramide 8 7.62, 11.32, 14.59, 19.11, 22.00, 23.72, 25.20, 26.63, 27.37, 29.31 11.59, 7.81, 6.07, 4.64, 4.04, 3.75, 3.53, 3.34, 3.26, 3.05 Squaramide 9 5.73, 11.68, 14.84, 16.59, 19.63, 23.34, 24.08 15.40, 7.57, 5.96, 5.34, 4.52, 3.81, 3.69 Squaramide 10 4. 36, 5.50, 7.61, 10.99, 13.11, 14.71, 16.34, 18.16, 19.80, 22.00, 22.16, 23.11 20.24, 16.04, 11.61, 8.04, 6.75, 6.02, 5.42, 4.88, 4.48, 4.04, 4 .00, 3.85 Figure S17 . Evolution of the UV-vis spectra during the sol-to-gel transition of the sample containing 1 in methanol at a concentration of 10 g L -1 .
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Additional photographs of materials prepared under different conditions
